µL)) was added and the exact amount of 1* in tube I was determined based on the intensity of the signal of [2.2] shown in Figure S1a and S1b, respectively. 
S4

Determination of the Existence Ratio of Each Species
The relative integral value of each 1 H NMR signal against the internal standard [2.2] paracyclophane is used as the integral value in this description. We define the integral values of the signal for the substrates and the products, at each time t as follows: Existence ratio of 1 As the total amount of free ligand 1 corresponds to I L (0), the existence ratio of 1 at t is expressed by I L (t)/I L (0).
Existence ratio of Py* As the total amount of Py* corresponds to I M (0), the existence ratio of Py* at t is expressed by I Py* (t)/I M (0).
Existence ratio of the Pd 6 1 8 capsule As the Pd 6 1 8 capsule is quantified based on 1, the existence ratio of the capsule at t is expressed by
Existence ratio of the total intermediates The existence ratio of the total intermediates is determined based on the amount of ligand 1 in the intermediates. Thus the existence ratio of the total intermediate is calculated by subtracting the other species containing 1 (free 1 and the Pd 6 1 8 capsule) from the total amount of 1 (I L (0)). The existence ratio of the total intermediates at t is expressed by ( (1) and (2) . . At each time, 50 µL of the reaction mixture was taken, diluted with CH 3 NO 2 (500 µL), filtered through a membrane filter (pore size: 0.20 µm), and injected to the mass spectrometer with 5 µL/min flow rate to obtain ESI-TOF mass spectra, which are shown in Figure S2 for the self-assembly from 1* and in Figure S3 for the self-assembly from racemic 1. The time evolution of the species is summarized in Table 1 for the self-assembly from 1* and in Table S9 for the self-assembly from racemic 1. 
